2) Additional experiments and Figures
Thermolysis of 2a-OMe 2a-OMe and anhydrous toluene (5 mL) were placed in a 25 mL Schlenk tube equipped with a magnetic stirring bar and a stopcock and stirred overnight at 130 o C. After cooling down to room temperature the solvent was removed under reduced pressure and the residue was taken up with C6D6 and analyzed by 1 H NMR spectroscopy. According to the NMR spectrum ( Figure S27) the residue is a 1:1 mixture of 2a-OMe and the RER product 4a . 
Reaction of 1a-Cl with CuOAc
In a 25 mL Schlenk tube equipped with a magnetic stirring bar and a stopcock 50 mg (XXX mmol) of 1a-Cl, 20 mg of CuOAc (XX mmol; 1.5 equiv.) and anhydrous dioxane (5 mL) were added. The reaction mixture was stirred overnight at 120 o C, cooled down to room temperature and filtered through a pad of Celite. The solvent of the filtrate was removed under reduced pressure and the residue was taken up with C6D6 and analyzed using 1 H NMR spectroscopy.
The residue is a 2:1 mixture of 5a and RER product 4a according to the 1 H NMR spectrum ( Figure S28 ). Figure S30 . 1 H NMR spectrum of the residue obtained from the reaction of 1-aCl with CuOAc.
Reaction of 1a-Cl with LiHMDS
A 25 mL Schlenk tube equipped with a magnetic stirring bar and a stopcock was charged with 100 mg (XXX mmol) of 1a-Cl and 36 mg (XXX mmol, 1 eqiv.) LiHMDS. Afterwards the flask was cooled down to -78°C and 5ml of precooled THF was added. Then the Schlenk tube was removed from the cooling bath and the reaction mixture was stirred overnight at RT. The solvent was removed under reduced pressure and the residue was taken up with toluene and subsequently filtered through a pad of Celite. Solvent evaporation of the filtrate under reduced pressure afforded crude 4a in approximately 92% (see Figure S29 ). 
3) X-ray crystallography
Diffraction data were collected by the ω-scan technique, for 2a-OiPr and 1a-Cl at 100(1) K, for 2a-OMe at room temperature on Rigaku Xcalibur four-circle diffractometer with Eos CCD detector and graphite-monochromated MoKα radiation (λ=0.71069 Å), and for 1a-OMe and 1a-OEt at room temperature on Rigaku SuperNova four-circle diffractometer with Atlas CCD detector and mirror-monochromated CuKα radiation (λ=1.54178 Å). The data were corrected for Lorentz-polarization as well as for absorption effects [S2] . Precise unit-cell parameters were determined by a least-squares fit of reflections of the highest intensity, chosen from the whole experiment. The structures were solved with SHELXT [S3] and refined with the full-matrix least-squares procedure on F 2 by SHELXL-2013 [S4] . All non-hydrogen atoms were refined anisotropically, all hydrogen atoms were placed in idealized positions and refined as 'riding model' with isotropic displacement parameters set at 1. 
